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(54) Purification of acrylic add by areotropic distillation 

(57) In a process for producing acrylic acid, wherein 
propylene and/or acrolein is catalyticafly oxidized with 
molecular oxygen in a vapor phase and the gas resulting 
from the oxidation is cooled and/or absorbed in water to 
form a crude aqueous acrylic acid, followed by azeo- 
tropic distillation to remove the water with an entrainer of 
a boiling point of no higher than 130°C on the crude 
aqueous acrylic acid which may have; upon necessity, 
undergone removal of aldehydes contained therein to 
produce acrylic acid purified in that the crude aqueous 
acrylic acid is substantiaily dehydrated, the improvement 
which comprises conducting the azeotropic distillation 
under such concfitions that concentrations of the 
entrainer and water in the bottom product of the azeo- 
tropic cfistaiation are from 5% to 30% by weight and no 
higher than 0.5% by weight, respectively, where the the- 
oretical number of plates in the azeotropic distillation col- 
umn for dehydration used and that in the distillation 
column for separating acetic acid used are preferably 
from 5 to 20. htighJy-purffied acrylic acid can thus be 
obtained from the crude aqueous acrylic acid without 
causing unfavorable polymerization of acrylic acid. 
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Description 

BACKGROUND OF THE INVENTION 
5 Held of the Invention 

The present invention relates to a process for obtaining purified acrylic acid from a crude aqueous acrylic acid, 
wherein the polymerisation of acrylic acid is prevented. More specif ically, the present invention relates to a process for 
obtaining highly-purified acrylic acid through distillation, wherein the polymerisation of acrylic acid which tends to be 
10 caused in a distillation column is prevented when impurities having a lower boiling point, such as water and acetic acid, 
are removed by using an entrainer from a crude aqueous acrylic acid which is obtained from the catalytic oxidation of 
propylene and/or acrolein with molecular oxygen, conducted in a vapor phase. 

Related Art 

15 

When a gas resulting from the vapor-phase oxidation of propylene and/or acrolein with a molecular-oxygen-con- 
taining gas, carried out in the presence of steam by the use of an oxidation catalyst is cooled and/or absorbed in water, 
a crude aqueous acrylic acid can be obtained. This crude aqueous acrylic acid contains not only acrylic acid but also 
some by-products such as acetic acid, formic acid, formaldehyde and acetaldehyde. When the degree of conversion of 

20 the oxidation reaction is low, the crude aqueous acrylic acid contains a small amount of unconverted acrolein used or 
formed. In such a case, the acrolein is removed from the crude aqueous acrylic acid by means of stripping or the like, 
and the resultant is subjected to purification to obtain purified acrylic acid. 

The concentration of acrylic acid in the crude aqueous acrylic acid thus obtained is from 40% to 80% by weight. 
Among the by-products, the most important is acetic acid, and the crude aqueous acrylic acid contains from 1% to 5% 

25 by weight of acetic acid. It is not efficient to directly separate water, acetic acid and acrylic acid in the crude aqueous 
acrylic acid by distillation because of their chemical similarity and physicochemica! properties such as vapor-liquid equi- 
libriums. With respect to a method for obtaining purified acrylic acid, there have been proposed, in recent years, a number 
of processes which comprise the step of efficiently removing water by azeotropic distillation with an entrainer used, and 
the step of separating acetic acid by distillation. According to our classification, there are two types of processes for 

so separating water and acetic acid, that is, a process which may be called "one-column process", wherein water and acetic 
acid are simultaneously removed from acrylic acid by using only one cfistillation column (Japanese Patent Publications 
Nos. 18967/1971 , 20372/1971 . 22456/1971 , 34692/1971 and 21 124/1974, and Japanese Laid-Open Patent Publication 
No. 246941/1993), and a process called "two-column process", in which dehydration and the separation of acetic acid 
are separately conducted by using two different distillation columns (Japanese patent Publications Nos. 15569/1966, 

35 18966/1971, 25451/1975 and 10691/1988. Japanese Laid-Open Patent Publication No, 181440/1991. and Japanese 
Patent Publications Nos, 15495/1994 and 15496/1 994). The present invention concerns improvements in the two-column 
process. 

In the former process, that is, in the one-column process, water and acetic acid are simultaneously removed by the 
use of only one column. It is therefore necessary to use a cfistfflation colurm having a large theoretical number of plates, 

40 and a high reflux ratio is required also. When a tfstillation column having a large number of plates is used, the pressure 
at the bottom of the column may as the result be excessively high, so that it may be difficult to keep the temperature of 
the bottom product low. The use of such a distillation column is thus disadvantageous from the standpoint of energy 
consurnption. In addition, acrylic acid is a material which is polymerised very easily, so that it is a fatal shortcoming from 
the viewpoint of prevention of the polymerization of acrylic acid that the bottom of the column reaches an excessively 

45 high temperature. 

In the two-column purification process, water and acetic acid are respectively removed from acrylic acid by using 
two different distillation columns designed respectively therefor. Therefore, a column optimized and suitable for dehy- 
dration and one optimized and suitable tor the separation of acetic acid can be respectively used This process is thus 
advantageous as a whole from the viewpoint of energy even though two columns are used. Further, this two-column 
so process is also advantageous in that acetic acid, which is a main by-product of the oxidation reaction of propylene and/or 
acrolein, can be separated and recovered from the overhead product of the acetic-acid-separating cfistillation column. 

SUMMARY OF THE INVENTION 

55 We made stupes for the conditions of cfistillation conducted by using an azeotropic distillation column for dehydration 
and an distillation column for separating acetic acid which are used in the two-column process for obtaining purif ied 
acrytic acid, tn the course of these studies, we found that the polymerization of acrylic acid tends to occur, in particular, 
in the vicinity of the bottom of the azeotropic distillation column for dehydration. We therefore examined various distillation 
conditions in order to eliminate the shortcoming in that the azeotropic cfistillation column for dehydration will not be 
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continuously operated for a long time due to polymers of acrylic acid deposited at the bottom of the distillation column. 
As a result it was found that the unfavorable polymerization of acrylic acid which tends to take place in the azeotropic 
distillation column for dehydration can be prevented by controlling the concentrations of water and an entrainer in the 
bottom product of the distillation column. The present invention has been accomplished on the basis of this finding. 

s An object of the present invention is to provide an industrial process for obtaining purified acrylic acid, wherein 
propylene and/or acrolein is catalytJcaJty oxidized in the gas or vapor phase with a molecular-oxygen-containing gas in 
the presence of steam, the gas resulting from the oxidation is cooled and/or absorbed in or scrubbed with water to form 
a crude aqueous acrylic acid, and the crude aqueous acrylic acid is dehydrated by azeotropic distillation with an entrainer 
by using an azeotropic distillation column for dehydration under the conditions which are improved in order to prevent 

10 the unfavorable polymerization of acrylic acid to be caused in the distillation column. Another object of the present 
invention is to provide an industrially advantageous process, wherein the overhead product of the azeotropic distillation 
column for dehydration is divided into two phases, that is, an aqueous phase containing the whole amount of the water 
and the whole amount of or a portion of the acetic acid, the water and the acetic acid being those originally contained 
in the crude aqueous acrylic add, in one hand, and an entrainer phase, in another hand, and the whole amount of the 

15 entrainer phase is returned to the azeotropic distillation column for dehydration as reflux, while the aqueous phase is 
re-used as the water for scrubbing in which the gas resulting from the oxidation is absorbed. 
The present invention and the preferred embodiments thereof are as follows: 

1 . In a process for producing acrylic add, wherein propylene and/or acrolein is catalytically oxidized with molecular 
20 oxygen in a vapor phase and the gas resulting from the oxidation is cooled and/a absorbed in or scrubbed with 

water to form a crude aqueous acrylic acid, followed by azeotropic distillation for dehydration to remove water with 
an entrainer of a boiling point of no higher than 130°C on the crude aqueous acrylic acid which may have, upon 
necessity, undergone removal of aldehydes contained therein to produce acrylic add purified in that the crude aque- 
ous acrylic acid is substantially dehydrated, the improvement which comprises conducting the azeotropic distillation 
25 under such conditions that concentrations of the entrainer and water in the bottom product of a distillation column 
for the azeotropic cfistillation for dehydration are from 5% to 30% by weight and no higher than 0.5% by weight, 
respectively. 

2. The process for producing acrylic acid according to item 1 , wherein the concentration of the entrainer in the bottom 
product of the azeotropic distillation column for dehydration is from 6 to 1 5% by weight. 

30 3. The process for producing acrylic acid according to item 1 or 2, wherein the concentration of the water in the 
bottom product of the azeotropic distillation column for dehydration is from 0.05 to 0.3% by weight 

4. The process for producing acryfic acid as set forth in any one of the items 1 to 3, wherein the bottom product of 
the azeotropic distillation column for dehydration is subjected to separation therefrom of lower-boiling materials 
induding acetic acid and the entrainer as a overhead product in a distillation column, which column will be herein- 

35 below referred to as a distfllation column for separating acetic acid, thereby to obtain acrylic acid as the bottom 
product of the distillation column for separating acetic acid, the overhead product being returned to the azeotropic 
distillation column. 

5. The process for producing acrylic acid as set forth in any one of the item 1 to 4, wherein the entrainer is azeo- 
tropically distilled with both water and acetic acid, and has a boiling point of 80 to 130°C. 

40 6. The process for produdng acrylic acid as set forth in any one of the items 1 to 5, wherein the temperature at the 
bottom of the azeotropic distfllation column for dehydration and the temperature at the bottom of the distillation 
column for separating acetic acid are no higher than 1 00°C. 

7. The process for produdng acrylic acid as set forth in any one of the items 1 to 6, wherein the pressure at the top 
of the azeotropic cfistillation column for dehydration is 1 00 to 300 mmHg, and the pressure at the top of the distillation 

45 column for separating acetic add is 50 to 200 mmHg. 

8. The process for producing acryfic acid as set forth in any one of the items 1 to 7, wherein the theoretical number 
of plates of the azeotropic cfistillation column for dehydration and that of the distillation column for separating acrylic 
add are respectively 5 to 20. 

9. The process for produdng acrylic acid as set forth in any one of the items 1 to 8, wherein the crude aqueous 
so acrylic acid fed to the azeotropic distillation column for dehydration contains 40% to 80% by weight of acrylic acid, 

1% to 5% by weight of acetic add, and 20% to 60% by weight of water. 

10. The process for producing acrylic acid as set forth in any one of the item 1 to 9, wherein the overhead product 
of the azeotropic distillation column for dehydration, containing substantially the whole amount of the water, a portion 
clorttewtolearnoumoftheac acetic acid being those originally contained in the crude 

55 aqueous acrylic add, and the entrainer is separated into two phases, that is, an entrainer phase and an aqueous 
phase, and the whole amount of the entrainer phase is returned to the azeotropic distillation column for dehydration 
as reflux, whfle a portion of or the wr»le amoum of the aqueous phase is renised as the water fo 
the gas resulting from the oxidation reaction is absorbed. 
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The present invention is thus concerned with a process for purifying a crude aqueous acrylic arid which is obtained 
by the cooling and/or scrubbing with water of the gas resulting from the catalytic oxidation of propylene and/or acrolein 
with molecular oxygen, conducted in a vapor phase. When impurities having a lower boiling point, such as water and 
acetic acid, are removed from the crude aqueous acrylic acid by the use of an entrainer, the concentrations of water 

5 and the entrainer in the bottom product of the azeotropic distillation column for dehydration are properly controlled 
whereby the polymerization of acrylic acid to be otherwise caused in the distillation column is prevented resulting in the 
production of highly-purified aoryGc arid. 

By the present invention, it is made possible to stably and continuously operate the azeotropic distillation column 
and the distillation column for separating acetic acid tor a long period of time, and highly-purified acrylic acid which can 

10 be suitably used as the starting material in the production of an acrylic acid ester can be obtained with industrial advan- 
tages. 

BRIEF DESCRIPTION OF THE DRAWING 
15 The sole FIGURE is a flow chart showing an embodiment of the present invention. 
DESCRIPTION OF THE PREFERRED EMBODIMENT OF THE INVENTION 
<Outtine of the production of purified acrylic acid> 

20 

In the production of acrylic acid in which propylene and/or acrolein is cataJytically oxidized in a vapor phase with 
molecular oxygen, a crude aqueous acrylic acid is obtained when the gas resulting from the oxidation reaction Is cooled 
and/or scrubbed with or absorbed in water. The crude aqueous acrylic acid thus formed contains not only acrylic acid 
but also some by-products such as acetic acid, formic acid, formaldehyde and acetakJehyde. When the degree of con- 

25 version of the oxidation reaction is low, the crude aqueous acrylic acid is to contain a small amount of unconverted 
acrolein, so that the acrolein is removed by means of stripping or the like, if necessary. The crude aqueous acrylic acid 
(in this Specification, the term "crude aqueous acrylic acid" includes one which has been subjected to preliminary treat- 
ment such as the removal of acrolein) is then subjected to purification comprising at least dehydration, thereby obtaining 
purified acrylic acid. Specifically, the crude aqueous acrylic acid is subjected to dehydration by azeotropic distillation 

30 with an entrainer in the azeotropic distillation column for dehydration, and substantially the whole amount of the water, 
formic acid and formaldehyde, and a portion of the acetic acid are removed from the crude aqueous acrylic acid as the 
overhead product of the azeotropic rJstillation column for dehydration. Thus, acrylic acid containing as an impurity the 
remaining portion of the acetic acid which has been contained in the crude aqueous acrylic acid is obtained as the 
bottom product The bottom product is subsequently treated in the distillation column for separating acetic acid, whereby 

35 the acetic acid and the entrainer are removed as a distillate. The whole amount of or a portion of the distillate is recir- 
culated in the above azeotropic distillation column for dehydration, and treated again to separate and recover the acrylic 
acki contained in the distillate. Purified acrylic acid can be obtained as the bottom product of the acetic-acid-separating 
distillation column. The purified acrylic acid is utilized as acrylic acid, or introduced to the next step for esterif ication to 
obtain an acrylic arid ester. 

40 Acrylic acid is a material which is polymerized very easily. It is therefore well known to those skilled in the art that 
polymers of acrylic arid are often produced in a column for distillation of a acrylic arid to make the further operation of 
the column impossfcle. We found that unfavorable polymers of acrylic acid tend to be produced in the vicinity of the 
bottom of the azeotropic distillation column for dehydration, and in the vicinity of the top of the distillation column for 
separating acetic acid, after these distillation columns are continuously operated. Therefore, we variously changed the 

45 conditions of distillation conducted by using these distillation columns. As a result, by controlling the concentrations of 
the entrainer and water in the bottom product of the azeotropic distillation column to no lower than 5% by weight but no 
higher than 30% by weigW, and re) 

the unfavorable polymerization of acrylic arid to be caused not only in the azeotropic distillation column for dehydration 
but also in the cfistillation column for separating acetic arid, and it was thus made possible to continuously operate these 
so distillation columns for a long period of time. 

<The gas to be treated> 

In the industrial production of acrylic acid, wherein propylene and/or acrolein is catal ytically oxidized with a molecular- 
55 oxygen-containing gas in a vapor phase mostly in the presence of steam, the crude aqueous acrylic arid obtained by 
cooling the gas resulting from the oxidation, and/or by scrubbing with or absorbing in water contains 40% to 80% by 
weight of acrytic acid, 1 % to 9% by weight of acetic arid and 20% to 60% by weight of water. The amount of the water 
which is used for the absorption of the gas conducted in an acryfc-arid-absorbing/5CTubbi column is important from 
the economical point of view. 
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When the amount of the water used for the absorption of the gas is increased, the concentration of acrylic acid in 
the crude aqueous acrylic acid is lowered. As a result, the load on the azeotropic distillation column for dehydration is 
increased. 

5 <Azeotropicdehydration> 

It is preferable that the concentration of the entrainer in the bottom product of the azeotropic distillation column be 
high from the viewpoint of prevention of the polymerization of acrylic acid. However, when this concentration is exces- 
sively high, an increased amount of energy is needed for the separation of the entrainer from the bottom product of the 

10 azeotropic distillation column tor dehydration, conducted in the distillation column for dehydration. Such an excessively 
high concentration is thus economically disadvantageous. Moreover, in this case, acrylic acid, the final product may be 
contaminated with the entrainer, so that the entrainer may reduce purity of acrylic acid and could inhibit polymerization 
of the acrylic acid to produce a water-soluble polymer after those substances which have a high boiling point, such as 
a polymerization inhibitor, have been removed from the acrylic acid. The concentration of the entrainer in the bottom 

is product is preferably in such a level that may not interfere the separation of acetic acid which is conducted in the distillation 
column for separating acetic acid. In effect however, the concentration of the entrainer also depends on whether the 
entrainer and acetic acid can be azeotropically distilled or not. In the result the concentration of the entrainer in the 
bottom product is controlled to preferably 5% by weight or more but 30% by weight or less, in general, in the range of 
6% to 1 5% by weight more preferably in the range of 6% to 1 3% by weight When the concentration of the entrainer is 

20 insufficient it is also possible to feed an additional amount of the entrainer to the distillation column for separating acetic 
acid. 

The present invention also calls for another requirement to be met. In order to fulfill the other essential condition of 
the operation of the azeotropic distillation column for dehydration, the concentration of water in the bottom product of 
the azeotropic distillation column for dehydration, is controlled to 0.5% by weight or less. This can be attained by con- 

25 trolling the amount of the entrainer phase returned as reflux to the azeotropic distillation column for dehydration, and 
the amount of heat corresponding thereto, supplied by a reboiler. The concentration of water in the bottom product can 
be made low by increasing the amotrrt of evaporation at the reboiler and the amount of the entrainer phase returned as 
reflux. For the purpose of attaining the object of the present invention, that is, preventing the polymerization of acrylic 
acid, the concentration of water in the bottom product is controlled to 0.5% by weight or less, preferably 0.3% to 0.05% 

30 by weight. When the concentration of water is made excessively low, the bottom of the azeotropic distillation column for 
dehydration reaches a high temperature, which is unfavorable for the purpose of preventing the polymerization of acrylic 
acid. Further, when the concentration of water is excessively low, it is necessary to return, as reflux, an increased amount 
of the entrainer phase to the azeotropic distillation column for dehydration, and the overhead product is to contain such 
an increased amount of acetic acid that only a decreased amount of acetic acid can be recovered from the overhead 

35 product of the distillation column for separating acetic add. 

Besides the condition that the entrainer be azeotropically distilled with water, it is important that the entrainer is an 
organic solvent having a normal boiling point of 1 30°C or lower, preferably in the range of 80 to 1 30°C. When the boiling 
point of the entrainer is higher than 1 30°C, the separation between the entrainer and acrylic acid may not be conducted 
easily in the distillation column for separating acetic arid. For this reason, the entrainer tends to remain in the bottom 

40 product and the purified acrylic acid is contaminated with the entrainer. Thus, the acrylic acid would suffer from lower 
purity. On the other hand, when the boiling point of the entrainer is lower than 80°C, the degree of vacuum in the azeotropic 
distillation column for dehydration cannot be made high, so that the top of the distillation column reaches a high tem- 
perature resulting in the rx>rymerization of acrylic acid Gable to take place more easily. 

Specific examples of the entrainer include toluene, heptane, cycfohexane, methyteydohexane and isobutyl ether. 

45 These errtrairters may be azeotropically cfistiUed not only with water but also with acetic acid, so that they have an effect 
of making easy the separation of acetic arid, conducted in the azeotropic cfistfllation column for dehydration and in the 
distillation column for separating acetic add. These entrainers can therefore make the reflux ratio low; low reflux ratios 
are ecoromicaJry advantageous. It is also possible to use such an organic solvent that is not azeotropically distilled with 
acetic acid but with water, for example, n-butyl acetate, isobutyl acetate, iso-propyl acetate and methyl isobutyl ketone. 

so When such an organic solvent that is not azeotropically distilled with acetic acid is used as the entrainer, it would be 
necessary to return, as reflux a large amount of the entrainer phase to the azeotropic distillation column tor dehydration 
in order to effect the separation of acetic arid there without any other measures for separating acetic acid, ft is therefore 
unfavorable to recirculate, in the azeotropic distillation column for dehydration, the whole amount of the overhead product 
of the distillation column for separating acetic arid, ft is favorable to introduce the overhead product to the step of the 

55 recovery of acetic arid, thereby separating and recovering acetic arid. The above-mentioned entrainers can be used 
either singly or, of course, in combination. 
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<Disbl)ation for separating acetic ackJ> 

The bottom product of the azeotropic distillation for dehydration which has substantially all of water in the crude 
aqueous acrylic acid removed will then be subjected to distillation for separating acetic acid from the acrylic acid, whereby 
5 acrylic acid is obtained as a bottom product while lower-boilers such as acetic acid and the entrainer will be removed 
from the top. 

The distillation column can be a conventional one provided that it has "theoretical plates" required tor effecting the 
distillation of the nature given above. 

10 <Operation of the distillations> 

The temperature of the bottom product of the azeotropic distillation column for dehydration and that of the bottom 
product of the distillation column for separating acetic acid are preferably no higher than 1 00°C. These distillation columns 
are operated, in general, under reduced pressure, and the temperatures of the bottom products thereof can each be 

is controlled by controlling each of the pressure at the top thereof. The pressure at the top of the azeotropic distillation 
column for dehydration is usually controlled to 100 to 300 mmHg, and the distillation column usually has 30 to 50 plates 
when it is a plate column or usually from 5 to 20 plates when expressed in the theoretical number of plates. The pressure 
at the top of the distillation column for separating acetic acid is usually controlled to 50 to 200 mmHg, and a distillation 
column having, in general, 15 to 50 plates (the theoretical number of plates usually: 5 to 20), preferably 30 to 40 plates 

20 (the theoretical number of plates usually: 10 to 15) is used. These distillation columns are not limited to plate columns, 
and packed columns and arty other distillation columns can also be used provided that they have theoretical numbers 
of plates required for effecting the distillation desired. 

For the purpose of preventing the unfavorable polymerization of acrylic acid, it may be a common practice to operate 
the distillations in the presence of a polymerization inhibitor added such as a phenol or amine polymerization inhibitor 

25 e.g. hydroquinone, hydroquinone monomethyl ether or phenothiazine, which is often supplied along with a solution of 
acrylic acid, the entrainer and water from the top of the distillation columns. Further, for the same purpose, a molecular- 
oxygen-containing gas is blown into the distillation columns from the bottom thereof. 

The overhead product of the azeotropic distillation column for dehydration is an aqueous solution containing the 
whole amount of or a portion of the acetic add which has been originally contained in the crude aqueous acrylic acid, 

30 and a small amount of formic acid and formaldehyda This aqueous solution is effectively used when it is returned to 
the above-described scrubbing process for the vapor phase oxidation gas to use as the water for the absorption of, 
among others, acrylic acid in the gas. In the case where the aqueous solution contains an entrainer, it can be recycled 
to the scrubbing process if it is subjected beforehand to distillation to remove the entrainer therefrom, and then cooled. 
When the entrainer used is such a hydrocarbon that is substantially insoluble in water, for example, toluene, heptane or 

35 cydohexane, the entrainer can easily be removed by decarrtatkxi from the overhead distillate of the azeotropic distillation 
column for dehydration. 

It is preferable that the concentration of acrylic acid in the aqueous distillate of the azeotropic distillation for dehy- 
dration be 1% by weight or tesa When the aqueous dfetillate contains a large amount of acryBc acid due to insuff idertt 
separation efficiency of the azeotropic distillation column for dehydration, a loss of acrylic acid may be incurred. However, 
40 if the aqueous distillate is re-used as the water for scrubbing the vapor phase oxidation product, a portion of the acrylic 
acid contained in the aqueous distillate can be recovered at the bottom of the scrubbing column. 

< Representative embodiment 

45 A representative embodiment of the present invention will now be explained by referring to the flow chart shown in 
the FIGURE. However, the technical scope of the present invention is not limited by this flow chart nor by the following 
description. 

The gas resulting from catalytic oxidation of propylene and/br acrolein with a rnoleailar-oxygervcorTteining gas, 
conducted in a vapor phase in the presence of steam, ts fed through line 1 to a scrubbing column A for absorbing acrylic 

so acid, and brought into contact with water which is introduced to the column A through line 7, whereby acrylic acid is 
absorbed in the water. A crude aqueous acrylic acid can thus be obtained as the bottom product of the column A for 
absorbing acrylic acid. In general, in order to improve the efficiency of the absorption of acrylic acid, the bottom product 
drawn by the fine 2 is often partly cooled and recirculated in the column A for absorbing acrylic acid(not shown in the 
FIGURE). It is preferable to use the overhead product of an azeotropic distillation column B for dehydration as the water 

55 tor the absorption of acrylic acid, which is supplied to the column A through the line 7 as shown in the FIGURE, in order 
to reduce as much as possfcle the amount of water which is drained. Besides acrylic acid, the crude aqueous acrylic 
acid may contain by-products of the oxidation reaction such as acetic acid, formic acid and formaldehyde, and acrolein. 
Therefore, if necessary, the crude aqueous acrylic acid may be fed to an acrolein-evaporating column to remove the 
acrolein therefrom (not shown in the FIGURE). 
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The crude aqueous acrylic acid, which is the bottom product of the column A for absorbing acrylic acid, is introduced 
through line 2 to the azeotropic distillation column B for dehydration. An entrainer is introduced through line 5 to the 
azeotropic distillation column B for dehydration, and azeotropic distfllation is conducted. The distillate obtained by cooling 
and condensing the vapor discharged from the top of the distillation column B. containing the entrainer, water, and the 

5 whole amount of or a portion of the acetic acid which has been contained in the crude aqueous acrylic acid is subjected 
to phase separation or decantatfon when the entrainer used is insoluble in water. The whole amount of the entrainer 
phase thus recovered is returned through line 4 to the distillation column B as reflux The aqueous phase is drawn out, 
and sent through line 7 to and re-used in the column A for absorbing acrylic acid. It is also possible that a portion of the 
aqueous phase is drawn out through line 8 and discarded in order to balance the amount of water in the system. In order 

io to control, in particular, the concentration of water in the bottom product of the azeotropic distillation column B for dehy- 
dration, the amount of the entrainer phase to be returned as reflux is controlled. The amount of the entrainer phase to 
be returned depends on the azeotropic composition of water and the entrainer. The concentration of water in the bottom 
product is thereby controlled to 0.5% by weight or less, preferably 0.3% to 0.05% by weight; the concentration of the 
entrainer in the bottom product is controlled to 5% to 30% by weight, preferably 6% to 15% by weight, more preferably 

15 6% to 13% by weight 

The bottom product of the azeotropic distillation column B for dehydration is fed through line 6 to an distillation 
column C for separating acetic acid. In this distillation column C. substantially all of those impurities which have a lower 
boiling point are removed as overhead products, and purified acrylic acid is obtained as the bottom product, which will 
be withdrawn through line 10. The purified acrylic acid can be introduced, when necessary, to a subsequent step (not 

20 shown in the FIGURE), where it is used, for example, as the starling material of an acrylic acid ester. 

The overhead distillate essentially consisting of acetic acid, the entrainer and acrylic acid, obtained from the top of 
thedistillation column C for separating acetic acid is returned through line 9to and recirculated in the azeotropic distillation 
column B for dehydration so as to recover the acrylic acid contained therein. After natively, the distillate is fed to a step 
for the separation and recovery of acetic acid (not shown in the FIGURE), thereby obtaining purified acetic acid. The 

25 acrylic acid and the entrainer separated in this step can also be returned to the azeotropic distillation column B for 
dehydration. 

The temperature of the bottom product of each of the distillation columns is controlled to 1 00°C or lower. 
The present invention wfll now be explained more specifically by referring to the following examples. 

so Example 1 

Dehydration distillation of an aqueous acrylic acid was conducted by using a glass-made laboratory distillation 
device. In the distfllation device, a distillation column, which was a glass-made cylinder having a diameter of 50 mm, 
was equipped with a 1-liter flask serving as a reboiler at the bottom thereof, and with a condenser at the top thereof. 

35 The outlet of the condenser was connected to a vacuum equipment The distillation column was filled with Raschig rings 
of 3 mm to a height of 90 cm. This height corresponds to a theoretical number of plates of 15. The distillate condensed 
by the condenser provided at the top of the column was subjected to phase separation by using a decanter. Thereafter, 
the whole amount of the entrainer phase was returned to the column as reflux, and the aqueous phase was drawn out. 
The flask, the reboiler, was heated in an oA bath. The flask was dipped in the oil bath, and the amount of heat was 

40 adjusted by controlling the temperature of the oil. The bottom product was drawn out from the flask by using a pump so 
as to keep the liquid level in the flask constant 

The aqueous acrylic acid used as the starting solution for distillation contained 55% by weight of acrylic acid, 1 .5% 
by weight of acetic add, 0.3% by weight of formaldehyde, and a small amount of formic acid. By using toluene as the 
entrainer, an azeotropic dehydration distillation test was carried out The aqueous acrylic acid and toluene were fed to 

45 the distillation column from the middle level thereof at a feed rate of 280 g/hour and 1 4 ml/hour, respectively. The pressure 
was adjusted to 1 80 mmHg. Hydroquinone and phenothiazine were supplied as polymerization inhtoftors from the top 
of the column. Air was fed to the flask placed at the bottom of the column at a feed rate of 15 ml/hour. The amount of 
the polymerization inrribrtors supplied were controlled so that the concentrations of hydroquinone and phenothiazine in 
the bottom product would be 800 ppm and 500 ppm, respectively. 

so The azeotropic distillation column for dehydration was continuously operated for 7 hours. The temperature at the 
top of the column was 49°C, that of the bottom product was 90°C, and the amount of the entrainer phase returned to 
the top of the column as reflux was 830 ml. When the distillation became steady, acrylic acid drawn out from the bottom 
of the column was analyzed by gas chromatography. As a result the acrylic acid was found to contain 2.3% by weight 
of acetic acid. 0.5% by weight of water, 7% by weight of toluene, and the polymerization inhibitors- The acrylic acid was 

55 drawn out from the bottom of the column at a rate of 170.5 g/hour on an average. The aqueous phase obtained, as a 
distillate, from the top of the column was found to contain 0.2% by weight of acetic acid, 0.1% by weight of acrylic acid, 
formaldehyde and formic acid. 



7 



EP 0 695 736 A1 



When 7 hours passed after the distillation became steady, the distillation was suspended, and the inside of the 
distillation device was observed. As a result polymers of acrylic acid were found neither in the flask serving as the 
reboiler nor on the surface of the packing housed in the distillation column. 

Examples 2 to 4. and Comparative Examples 1 to 3 

An azeotropic dehydration cfistillation test was carried out in the same manner as in Example 1 , provided that the 
amount of toluene supplied as the entrainer and that of the entrainer phase returned to the distillation column as reflux 
were varied so as to change the concentration of toluene in the bottom product. When 7 hours passed after the distillation 
became steady, the test was suspended, and the distillation device was disjointed. The inside of the flask serving as the 
reboiler, and the packing at the lower part of the distillation column were particularly observed as to whether polymers 
of acrylic acid had been produced or not 

The composition of the water and the entrainer contained in the bottom product, the temperature of the bottom 
product and the results of the above-described observation made on the disjointed distillation device are shown in Table 
1. 



Table 1 





Example 


Comparative Example 




2 


3 


4 


1 


2 


3 


Entrainer 


toluene 


-» 


-» 


-> 


— ► 




Temperature of Bottom Product (°C) 


93 


89 


96 


89 


90.5 


91 


Composition of Bottom Product 














Water (wt.%) 


0.05 


0.3 


0.04 


0.8 


0.5 


0.7 


Entrainer (wt%) 


8.2 


12.2 


6.6 


5.5 


4.5 


2.9 


Results of Observation on Distillation Device 














Flask at the bottom of Column 


a 


a 


a 


b 


a 


c 


Packing in Column 


a 


a 


a 


d 


e 


c 


a: No polymer was found. 

b: A band polymer (width 2 mm, thickness 0.3 mm) was found in the vicinity of the liquid level, 
c: After 5 hours, flooding took place; it was impossible to continue the test 
d: About 50 particles of polymer (2 - 3 mm*) were found at the lower part of the packing layer, 
e: About 20 particles of polymers (2 - 3 mm$) were found on the surface of the packing. 
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Examples 5 and 6. and Comparative Examples 4 and 5 



The procedure of Examples 1 to 4 was repeated except that use as the entrainer was made, instead of toluene, of 
methyl isobutyl ketone or isopropyf acetate. The results obtained are shown in Table 2. 

Table 2 





Example 


Comparative Example 




5 


6 


4 


5 


Entrainer 


methyl isobutyl ketone 


isopropyl acetate 


methyl isobutyl ketone 


isopropyl acetate 


Pressure at the Top of 
Column (mmHg) 


170 


200 


170 


200 


Temperature of Bottom 
Product (°C} 


96 


93 


90 


100 


Composition of Bottom 
Product 










Water (wt%) 


0.1 


0.3 


0.9 


0.1 


Entrainer(wL%) 


5.5 


7.6 


0.23 


2.4 


Results of Observation 
on Distillation Device 










Flask at the bottom of 
Column 


a 


a 


f 


b 


Packing in Column 


a 


a 


f 


d 


a, band d: See those to Table 1. 

f : About 100 pop-com-iike polymer particles (2 - 3 mm$>) were found at the bwer part of the packing layer. 



Claims 

1. In a process for producing acrylic acid, wherein propylene and/or acrolein is catalytically oxidized with molecular 
oxygen in a vapor phase and the gas resulting from the oxidation is cooled and/or absorbed in or scrubbed with 
water to form a crude aqueous acrylic acid, followed by azeotropic distillation for dehydration to remove water with 
an entrainer of a boiling point of no higher than 1 30°C on the crude aqueous acrylic acid which may have, upon 
necessity, undergone removal of aldehydes contained therein to produce acrylic acid purified in that the crude aque- 
ous acrylic acid is substantially dehydrated, the improvement which comprises conducting the azeotropic distillation 
under such conditions that concentrations of the entrainer and water in the bottom product of a distillation column 
for the azeotropic cfistfllation for dehydration are from 5% to 30% by weight and no higher than 0.5% by weight, 
respectively. 

2. The process of producing acryKc acid according to claim 1, wherein the concentration of the entrainer in the bottom 
product of the azeotropic distillation column for dehydration is from 6 to 1 5% by weight. 

3. The process for producing acrylic acid according to claim 1 or 2, wherein the concentration of the water in the bottom 
product of the azeotropic distillation column for dehydration is from 0.05 to 0.3% by weight 

4. The process for producing acryKc acid according to any one of claims 1 to 3, wherein the bottom product of the 
azeotropic distillation column for ctehydration is subjected to separation therefrom of lower-boiling materials including 
acetic acid and the entrainer as a overhead product in a cfistillation column, which column will be hereinbeJow referred 
to as a distillation column for separating acetic add, thereby to obtain acrylic acid as the bottom product of the 
distillation column for separating acetic acid, the overhead product being returned to the azeotropic distillation col- 
umn. 
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5. The process for producing acrylic acid according to any one of claims 1 or 4, wherein the entrainer is azeotropically 
distilled with both water and acetic acid, and has a boiling point of 80 to 130°C. 

6. The process tor producing acrylic acid according to any one of claims 1 to 5, wherein the temperature at the bottom 
5 of the azeotropic distillation column for dehydration and the temperature at the bottom of the distillation column for 

separating acetic acid are not higher than 100°C. 

7. The process for producing acrylic acid according to any one of claims 1 to 6, wherein the pressure at the top of the 
azeotropic distillation column for dehydration is 100 to 300 mmHg, and the pressure at the top of the distillation 

10 column for separating acetic acid is 50 to 200 mmHg. 

8. The process for producing acrylic acid according to any one of claims 1 to 7, wherein the theoretical number of 
plates of the azeotropic cfistillation column for dehydration and that of the distillation column for separating acetic 
acid are respectively 5 to 20. 

15 

9. The process for producing acrylic acid according to any one of claims 1 to 8, wherein the crude aqueous acrylic 
acid fed to the azeotropic distillation column for dehydration contains 40% to 80% by weight of acrylic acid, 1% to 
5% by weight of acetic acid, and 20% to 60% by weight of water. 

20 10. The process for producing acrylic acid according to any one of claims 1 to 9, wherein the overhead product of the 
azeotropic distillation column for dehydration, containing substantially the whole amount of the water, a portion of 
or the whole amount of the acetic acid, the water and the acetic acid being those originally contained in the crude 
aqueous acrylic acid, and the entrainer is separated into two phases, that is, an entrainer phase and an aqueous 
phase, and the whole amount of the entrainer phase is returned to the azeotropic distillation column for dehydration 

25 as reflux, while a portion of or the whole amount of the aqueous phase is re-used as the water for scrubbing in which 
the gas resulting from the oxidation reaction is absorbed. 

1 1 . The process for producing acrylic acid according to any one of claims 1-10, wherein the entrainer is at least one 
solvent which boils at 80 -130 °C and is selected from the group consisting of aliphatic and arornatic hydrocarbons 

30 and isobutylether and which azeotropically distills with both water and acetic acid. 

12. The process for producing acrylic acid according to any one of claims 1 - 10, wherein the entrainer is at least one 
solvent which boils at 80 - 1 30 °C and is selected from the group consisting of alkyl esters of acetic acid and meth- 
yf isobutyiketone and which azeotropically boils with water. 

35 

13. The process for producing acrylic acid according to any one of claims 1 - 12, wherein the amount of the entrainer 
reftuxed to the azeotropic cfistillation column for dehydration is 1 to 10 weight times the amount of water in the 
aqueous acrylic acid solution fed to the azeotropic distillation column 

40 14. The process for producing acrylic acid according to any one of claims 1 - 13. wherein the azeotropic distillation 
column for dehydration is operated so that the bottom temperature is 100 to 60 °C and the top temperature is 30 to 
60 °C. 

15. The process for producing acrylic acid according to any one of claims 1 - 14, wherein the distillation column for 
45 separating acetic add is operated so that the bottom temperature is 100 to 60 °C and the top temperature is 30 to 

60 °C. 

16. The process for producing acrylic acid according to any one of claims 1 - 15, wherein the azeotropic distillation 
column for dehydration is operated so that the corrantrations in the bottom product of the entrainer is 6 to 1 5 % by 

so weight and of water is no higher than 0.3 % by weight, respectively. 

17. The process for producing acrylic acid according to any one of claims 1 - 16, wherein no smaller than 50% of the 
lower boiling cfistiilate leaving from the cfistfllation column for separation of acetic acid is recycled to the azeotropic 
utsoiiation column tot aenyararion. 

55 

18. The process for producing acrylic acid accorcfing to any one of claims 1 - 17, wherein the distillation column for 
separating acetic acid is operated so that the acrylic acid removed from the bottom of the distillation column for 
separating acetic acid is acrylic acid so purified that its contents of acetic acid and of water are no higher than 0. 1 
% by weight and no higher than 0.1 % by weight, respectively. 



10 



EP0 695 736A1 




11 



EP0 695 736A1 



^T" PCan Pato " EUROPEAN SEARCH REPORT Aw**-" 
«H« EP 95 11 2302 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with i n di e atian t where appropriate, 
of relevant p assa ge s 



CLASSIFICATION OF THE 
APPLICATION QatCUj 



GB-A-2 146 636 (NIPPON SHOKUBAI KAGAKU 

KOGYO CO. LTD.) 

THE WHOLE DOCUMENT. 

US-A-3 844 903 (WILLERSINN ET AL.) 

* column 3, line 59 - column 4, line 12 * 

* column 4, line 48 - line 62 * 

* column 5, line 5 - column 6, line 2 * 

* column 6, line 31 - line 33 * 

* figures 1,2 * 

* claims 1-6 * 

US-A-3 781 193 (SENNEWALD ET AL.) 

* column 4, line 5 - column 5, line 33 * 

* figure 1 * 

* claims 1-5,7-9 * 



1,4,5, 
10,11,17 



1,4,5, 
10,11,17 



C07C57/04 
C07C51/46 



1,4,5, 
10,11,17 



SEARCHED (fat.CL£> 



C07C 



search report has been drawn op for all c 



THE HAGUE 



Da* «f ojwakttM •# tat mm* 

13 November 1995 



Klag, M 



CATEGORY OF CITED DOCUMENTS 




T : tacory or ariadpte anaaMng 
E : earner patent cocanMot, but p 

after tae fifing date 
D : aocDBMat ctted ta the apai k a n V m 

L: 



roffes 



i patent ftually, 



12 



